PATENT APPLICATION 
AND TRADEMARK OFFICE 

Examiner: Alan D. Diamond 
Group Art Unit: 1753 

July 2 1,2006 

Commissioner for Patents 

P.O. Box 1450 

Alexandria, VA 22313-1450 

SUBMISSION OF SWORN TRANSLATION OF PRIORITY DOCUMENT 

Sir: 

Further to the June 30, 2006 Response to Office Action, Applicants are 
submitting herewith a sworn translation of the Japanese priority appUcation from which the 
subject application claims priority. 

In accordance with MPEP § 201.15, the Examiner is respectfully requested 
to confirm for himself that Applicants are entitled to their priority date, and upon such 
confirmation, to remove U.S. Pubhcation No. 2003/0217769 (Okada) as a reference against 
the subject application. 




03500.017973. 

IN THE UNITED STATES PATENT 

Application of: ) 

NAOTO OKADA, et al. ) 

Application No.: 10/801,681 ) 

Filed: March 17,2004 ) 

For: STACKED PHOTOVOLTAIC ) 

DEVICE : 



Applicants' undersigned attorney may be reached in our Costa Mesa, 
California office by telephone at (714) 540-8700. All correspondence should be directed to 
our address given below. 



Respectfully submitted, 

Damond E. Vadnais 
Attorney for Applicants 
Registration No. 52,310 

FITZPATRICK, CELLA, HARPER & SCINTO 
30 Rockefeller Plaza 
New York, New York 10112-3800 
Facsimile: (212)218-2200 



CA_MAIN 117204V1 



DECLARATION 



I, NORIMICHI TAKANASHI, a Japanese Patent Attorney registered No. 
10280, of Okabe International Patent Office at No. 602, Fuji Bldg., 2-3, 
Marunouchi 3-chome, Chiyoda-ku, Tokyo, Japan, hereby declare that I have a 
thorough knowledge of Japanese and English languages, and that the attached 
pages contain a correct translation into English of the priority documents of 
Japanese Patent Application No. 2003-084782 filed on March 26, 2003 in the 
name of CANON KABUSHIKI KAISHA. 

I further declare that all statements made herein of my own 
knowledge are true and that all statements made on information and belief are 
believed to be true; and further that these statements were made with the 
knowledge that willful false statements and the like so made, are punishable by 
fine or imprisonment, or both, under Section 1001 of Title 18 of the United States 
Code and that such willful false statements may jeopardize the validity of the 
application or any patent issuing thereon. 




PATENT OFFICE 
JAPANESE GOVERNMENT 



This is to certify that the annexed is a true copy 
of the following application as filed with this office. 



Date of Application: March 26, 2003 

Application Number: Japanese Patent Application 

No. 2003-084782 
[JP 2003-084782] 

Applicant (s) : CANON KABUSHIKI KAISHA 



April 12, 2004 
Commissioner, 

Patent Office YASUO IMAI 

(Seal) 

Certificate No. 2004-3029928 



[Name of the Document] 
[Reference No . ] 
[Date] 

[Addressed to] 



2003-084782 
Patent Application 
253558 

Marcli 26, 2003 

Commissioner of tlie 
Patent Office 



[International Classification] HOIL 31/00 

[Title of the Invention] Stacked Photovoltaic Device 

[Number of the Claims] 7 
[ Inventor] 

[Domicile or Residence] c/o Canon Kabushiki Kaisha 

30-2, 3-chome, Shimomaruko, 
Ohta-ku, Tokyo 



[Name] 



NAOTO OKADA 



[ Inventor] 

[Domicile or Residence] c/o Canon Kabushiki Kaisha 

30-2, 3-chome, Shimomaruko, 



[Name] 
[Applicant] 

[Identification No. ] 

[Name] 
[Attorney] 

[Identification No. ] 

[Patent Attorney] 

[Name] 

[Telephone Number] 
[Elected Attorney] 

[Identification No.] 
[Patent Attorney] 
[Name] 

[Telephone Number] 



Ohta-ku, Tokyo 

TOSHIMITSU KARIYA 

000001007 

CANON KABUSHIKI KAISHA 

100096828 

KEISUKE WATANABE 
03-3501-2138 

100110870 

YOSHIHIRO YAMAGUCHI 
03-3501-2138 



[Indication of Official Fee] 

[Prepayment Ledger No.] 004938 
[Amount] 21000 

[List of Filed Materials] 

[Material] Specification 1 

[Material] Drawings 1 

[Material] Abstract 1 

[General Power of Attorney] 0101029 

[Proof requirement] necessary 



2003-084782 
Applicant ' s Information 

Identification No. 
1. Date of Change: 
(Reason of Change) 

Address : 

Name : 



[0000010071 
August 30, 1990 
New Registration 
3-30-2, Shimomaruko , Ohta-ku, 
CANON KABUSHIKI KAISHA 



2004-3029928 



[Name of the Document] Specification 

[Title of the Invention] Stacked Photovoltaic Device 

[What is Claimed is] 

[Claim 1 ] 

A stacked photovoltaic device comprising: 
at least one pair of a first photovoltaic 

device and a second photovoltaic device stacked in 

order from a light incident side; and 

a selective reflection layer formed between the 

at least one pair of the first photovoltaic device 

and the second photovoltaic device and adapted to 

electrically connect therebetween, 

wherein the selective reflection layer has a 

sheet resistance of 100 kQ/D or more and 100 MQ/D or 
less. 

! [Claim. 2] 

The stacked photovoltaic device according to 
claim 1, wherein the selective reflection layer has a 
sheet resistance of 5 MQ/D or more and 50 MQ/D or 
less, 

[Claim 3] 

The stacked photovoltaic device according to 
. i__1-oy 2J . 

claxm YT^wr^ein the selective reflection layer has a 
conductivity in a thickness direction of a film which 



is larger than a conductivity in an in-plane 
direction of the film. 

[Claim 4] 

The stacked photovoltaic device according to 
"any of <-:laiins 1 — to 3^ 
— V wherein the selective reflection layer 

comprises a deposited film formed of metal oxide. 
[Claim 5] 

The stacked photovoltaic device according to 
(any of claims 1 to 4 J 

V- wherein tne first photovoltaic device has at 

least a pin-type junction and an i-type l^yer thereof 
comprises amorphous Si:H. 



[Claim 6] 

The stacked photovoltaic device according to 
(afiy o f claims 1 to 5^ 

->r-r} wlxerem the second photovoltaic device has 

at least a pin-type junction and an i-type layer 

thereof comprises Si having crystallinity . 

: [Claim 7] 



The stacked photovoltaic device according to 
/ . any o.f claims 1 to S 7 

/ wherein the second photovoltaic device has 

at least a pn-type junction and a p-type 
semiconductor and an n-type semiconductor comprise 
one of monocrystalline Si, polycrystalline Si, and Si 
having crystallinity. 
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[Detailed Description of the Invention] 
[0001 ] 

[Field of Industrial Utilization] 



The present invention relates to a stacked 
photovoltaic device having at least two power 
generating function units. 

[0002] 
[Prior Art] 

Photovoltaic devices are devices for converting 
an incident light energy to an electric energy. 
Among those, a solar cell is a photovoltaic device 
for converting sunlight as white light to an electric 
energy, which enables efficient conversion of light 
of a wide wavelength region. Therefore, in order to 
achieve a high conversion efficiency, it is necessary 
to perform efficient light absorption throughout a 
wide wavelength region. 

[0003] 

As a measure therefor, there is well known a 
stacked photovoltaic device formed by stacking 
photovoltaic devices having semiconductor layers of • 
different band gaps as photoactive layers. The 
stacked photovoltaic device efficiently absorbs and 
utilizes light in a wide wavelength region by 
disposing a photovoltaic device using a semiconductor 
of a relatively large band gap at a light incident 
side to absorb short-wavelength light having a large 
energy and disposing a photovoltaic device using a 
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semiconductor of a relatively small band gap under 
the light incident side device to absorb long- 
wavelength light having a small energy that has 
passed through the upper device. 

[0004] 

Here, it is necessary to introduce into each 
photovoltaic device light of a wavelength region 
suitable for that device. This is because the 
wavelength region of an incident light that can be 
utilized by each photovoltaic device is limited by 
the band gap of a semiconductor used for a 
photoactive layer of that photovoltaic device. That 
is, a photon having an energy smaller than a band gap 
energy is not absorbed by a semiconductor and can not 
be utilized. Further, although a photon having an 
energy greater than a band gap energy is absorbed by 
a semiconductor, the potential energy of an electron 
which can be provided when exciting the electron is 
limited to the magnitude of the band gap* Therefore, 
it is impossible to use a difference component 
between the band gap energy and the photon energy. 
That is, in the case of the stacked photovoltaic 
device, it is important to make only light of a 
short-wavelength region incident on the light 
incident side device of a stacked photovoltaic device 
and to make only light in a long-wavelength region 
incident on the underlying device. 

[00051 

As a measure therefor, there is known a method 
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of providing a transparent conductive film between 
upper and lower photovoltaic devices and using the 
film as a selective reflection layer. For example^. 
Japanese Patent Application Laid-Open No. S63-77167 
or "Thin film polycrystalline silicon solar cell" by 
Kenji Yamamoto, Applied Physics^ Japan Society of 
Applied Physics, Fifth Edition, Volume 71 (May, 2002), 
pp. 524-527 disclose a method of providing a 
conductive layer as a selective reflection layer for 
reflecting short-wavelength light and passing long- 
wavelength light therethrough between photovoltaic 
devices. Further, Japanese Patent Application Laid- 
Open No. H02-237172. discloses a method of adjusting 
the film thickness of the selective reflection layer 
to confoi™ the peak of the reflectivity of the layer 
to a maximum wavelength of the spectral sensitivity 
of a light incident side photovoltaic device, thereby 
increasing the current value of the light incident 
side photovoltaic device. Those methods aim at 
preventing short-wavelength light to be originally 
absorbed by a light incident side photovoltaic device 
from being absorbed by an underlying photovoltaic 
device to thereby improve the conversion efficiency 
of the light incident side photovoltaic device. 

Incidentally, the selective reflection layer 
needs to have a function of light reflection as well 
as a function of establishing an electrical 
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connection between plural devices. At this time, the 
selective reflection layer functions as an external 
resistor from the viewpoint of an electric circuit. 
Thus, a large resistance value thereof directly 
results in a deteriorated fill factor of the device. 
For that reason, a material having a high 
conductivity has been hitherto used for the selective 
reflection layer. 

[0008] 

[Problems to be Solved by the Invention] 

On the other hand, a large-area photovoltaic 
device such as a solar cell reduces, because of the 
large area, its conversion efficiency owing to a 
short-circuit current generated at electrically 
defective portions of the device resulting from dust 
or other such foreign matters during film formation. 
To cope with the reduction is now a big concern. An 
effective countermeasure against the reduction is, as 
well known in the art, shunt passivation for 
immersing the device in an electrolyte, causing a 
current to flow through the electrolyte, and 
selectively dissolving a transparent electrode at an 
electrically defective portion for the removal. This 
technique realizes the selective removal of the 
transparent electrode by making use of the fact that 
the electrically defective portion more easily allows 
the current to flow therethrough than a normal 
portion of the device does, and suppresses the 
generation of the short-circuit current by isolating 
the electrically defective portion in terms of the 
electric circuit. 
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[0009] 

In the conventional photovoltaic device using 
the selective reflection layer, the selective 
reflection layer is not an exposed surface layer and 
thus makes it difficult to exclude the electrically 
defective portion from the electric circuit through 
the shunt passivation. 

r 001 0 J 

More specifically, as shown in Fig, 8, in a 
shunt passivation process of the photovoltaic device 
using the selective reflection layer, a conduction 
path is formed in a planer form in a selective 
reflection layer 102 having a low resistance between 
a first photovoltaic device 101 and a second 
photovoltaic device 103. Thus, in an electrically 
defective portion 105 of the second photovoltaic 
device 103, concentration of a passivation current 
106 does not occur and a transparent electrode 107 is 
only removed at an electrically defective portion 104 
in the first photovoltaic device 101. 

[0011] 

Further, as shown in Fig. 9, if power 
generation starts in this state, a short-circuit 
current 202 flowing through the electrically 
defective portion 105 is spread in a planer form 
since a conductive film of the electrically defective 
portion 105 in the second photovoltaic device 103 is 
not removed. As a result, carriers disappear at a . 
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I 

junction surface 203 between a photocurrent 201 of 
the second photovoltaic device 103 and the short- 
circuit current 202, leading to diminished 
electromotive force . 

[0012] 

Further, in the case where the transparent 
electrode 107 at the electrically defective portion 
104 in the first photovoltaic device 101 is not fully 
removed in the shunt passivation process, the short- 
circuit current is also spread in a planer form in 
the first photovoltaic device 101 as mentioned above, 
which further diminishes the electromotive force. 

[0013] 

In particular, the conventional selective 
reflection layer 102 is made of a material having a 
high conductivity and shows a lower sheet resistance. 
As a result, the short-circuit current is too widely 
spread in a planer form, causing a drop of the 
conversion efficiency of the whole device. 

[0014] 

As mentioned above, up to now, even though the 
selective reflection layer is incorporated for 
increasing the photocurrent, the photovoltaic device 
having less electromotive force can only be produced. 

[0015] 

The present invention has been made in view of 
the aforementioned problems and accordingly has an 
object to provide a staclced photovoltaic device 
capable of generating a large amount of photocurrent 
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without involving reduction of an electromotive force 
and thus capable of attaining a high conversion 
efficiency. 

[0016] 

[Means for Solving the Problems] 

In order to attain the above-mentioned object, 
a stacked photovoltaic device according to the 
present invention includes: at least one pair of a 
first photovoltaic device and a second photovoltaic 
device stacked in order from a light incident side; 
and a selective reflection layer formed between the 
at least one pair of the first photovoltaic device 
and the second photovoltaic device and adapted to 
electrically connect therebetween, and in the stacked 
photovoltaic device, the selective reflection layer 
has a sheet resistance of 100 kQ/D or more and 100 
MQ/D or less. 

[001 7] 

In the stacked photovoltaic device according to 
the present invention, it is preferable that the 
selective reflection layer has a sheet resistance of 
5 MQ/D or more and 50 MQ/D or less. 

[0018] 

Further, it is preferable that the selective 
reflection layer has a conductivity in a thickness 
direction of a film which is larger than a 
conductivity in an in-plane- direction of the film. 
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Further, it is preferable that the selective 
reflection layer includes a deposited film formed of 
metal oxide. 

Further, it is preferable that the first 
photovoltaic device has at least a pin-type junction 
and an i-type layer thereof is made of amorphous Si:H. 

Further, it is preferable that the second 
photovoltaic device has at least a pin-type junction 
and an i-type layer thereof is made of Si having 
crystallinity . 

Alternatively, it is preferable that the second 
photovoltaic device has at least a pn-type junction 
and a p-type semiconductor and an n-type 
semiconductor are made of one of monocrystalline Si, 
polycrystalline Si, and Si having crystallinity . 

[0019] 

Hereinafter, an embodiment of the present 
invention will be described with reference to the 
accompanying drawings. However, the present 
invention is not limited to this embodiment. 

[00201 

Fig . 1 is a diagram schematically showing a 
cross-sectional structure of a stacked photovoltaic 
device according to an embodiment of the present 
invention. As illustrated in Fig. 1, a stacked 
photovoltaic device 300 is composed by stacking on a 
conductive substrate 301 made of metal etc., a light 
reflection layer 302, a - second photovoltaic device 
303, a selective reflection layer 304, a first 
photovoltaic device 305, and a transparent electrode 



306 in the stated order. A semiconductor composing a 
photoactive portion of the first photovoltaic device 
305 has a larger band gap than a semiconductor 
composing a photoactive portion of the second 
photovoltaic device 303. The device is designed such 
that the. first photovoltaic device 305 absorbs the 
light in a short wavelength region^ whereas the 
second photovoltaic device 303 absorbs the light in a 
long wavelength region. _ The selective reflection 
layer 304 exhibits a high reflectivity to the light 
in the short wavelength region and thus exerts an 
effect of increasing a light absorption amount of the 
first photovoltaic device 305.^ 

[0021 ] 

Next, components of the stacked photovoltaic 
device 300 of the present invention will be described 
in detail below. 

[0022] 
(Substrate) 

As the substrate 301 for use in the stacked 
photovoltaic device 300 of the present invention, it 
is suitable to use a conductive substrate such as a 
metal plate, for example, a stainless steel plate or 
an insulating substrate which is made conductive by 
depositing metal or the like. Ferrite-based 
stainless steel is preferably used for the metal 
substrate, and glass, ceramics, or polyimide is 
preferably used for the insulating substrate. 
Further, when light is made incident from the 
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substrate side, a light transmissive insulating 

substrate is used;, and glass is particularly 
preferably used therefor. 

[0023] 

(Reflection, layer) 

As the light reflection layer 302 for the 
stacked photovoltaic device 300 of the present 
invention, a deposited film of a metal such as Al, Ag, 
Au, or Cu, or an alloy thereof is used. Further, the 
surface of the light reflection layer 302 is 
preferably uneven so as to cause irregular 
reflections. The range of the thickness of the light 
reflection layer 302 preferably is 10 nm to several 
]im. Further, a reflection increasing layer for the 
light reflection layer 302 is preferably provided in 
order to increase the quantity of reflected light. 

[0024] 

A metal oxide such as indium oxide, tin oxide, 
or zinc oxide (ZnO) is suitable for the material for 
the reflection increasing layer, of which zinc oxide 
(ZnO) is particularly preferably used. The range of 
the thickness of the reflection increasing layer is 
preferably 100 nm to 5000 nm. 

[0025] 

(Second photovoltaic device) 

Examples of the junction of the second 
photovoltaic device 303 used for the stacked 
photovoltaic device 300 of the present invention 
include a pn junction, a pin junction, an MIS 
junction, or the like. Further, the semiconductor 
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used for the photoactive layer includes a 
monocrystalline, polycrystalline, microcrystalline, 
or amorphous material of Group IV, III-V, II-VI or I- 
III-VI2. The Group IV material includes Si, Ge, and 
an alloy thereof, the Group III-V material includes 
GaAs, GaSb, InP, and InAs, the Group II-VI material 
includes CdTe and CU2S and the Group I-III-VI2 
material includes CuInSez and so on. In Particular, a 
pn-type monocrystalline Si, or a pin-type amorphous 
SiGe:H is preferably used and a pin-type 

microcrystalline Si is more preferably used. Further, 
in the case of the non-monocrystalline material, it 
is desirable that the p-layer and n-layer are 
microcrystalline . 

[0026] 

(Selective reflection layer) 

As the selective reflection layer 304 for the 
stacked photovoltaic device 300 of the present 
invention, a metal oxide film of indium oxide, tin 
oxide, indium-tin oxide, zinc oxide (ZnO) , or the 
like is preferably used. Of those, zinc oxide (ZnO) 
is particularly preferably used. 

[0027] 

The reflectivity of the selective reflection 
layer 304 varies depending on the wavelength region 
for efficient energy conversion of incident light in 
every wavelength region. To be specific, the 
reflectivity is high in a short wavelength region and 
low in a long wavelength region on the basis of a 
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wavelength Am at which the second photovoltaic device 
303 shows the highest spectroscopic characteristics. 
The film for the selective reflection layer desirably 
has a transmittance of 80% or more so as to prevent 
losses of incident light. 

[0028] 

Further, the sheet resistance of the selective 
reflection layer 304 of the present invention is 
adjusted to a sheet resistance value of 100 kQ/D or 
more and 100 MQ/D or less for avoiding reduction in 
electromotive force of the device due to the 
electrically defective portion. Here, the sheet 
resistance "Q/D" is defined as a resistivity 
(resistance value) between two electrodes (1 cm each) 
provided face to face on opposite sides of a 1 cm- 
square film with a distance of 1 cm therebetween. 
The sheet resistance value of the selective 
reflection layer 304 is more preferably 5MQ/D or more 
and 50MQ/D or less. 

[ 0029] 

The transparent conductive film constituting 
the selective reflection layer 304 desirably exhibits 
a larger conductivity in a direction perpendicular to 
the film than a conductivity in an in-plane direction 
of the film. 

[0030] 

Also, a thicJcness of the selective reflection 
layer 304 is preferably 0.2 to 10 \im, more preferably 
0.8 to 5 lim for improving surface texture. 
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[0031] 

In addition, the selective reflection layer 304 
desirably has a lower index of refraction than that 
of a portion where the first photovoltaic device 305 
is in contact with the selective reflection layer for 
the purpose of increasing the reflectivity of an 
interface therebetween. 

[0032] 

(First photovoltaic device) 

Examples of the junction of the first 
photovoltaic device 305 used for the stacked 
photovoltaic device 300 of the present invention 
include a pn junction, a pin junction, an MIS 
junction, or the lilce. Further, the semiconductor 
used for the photoactive layer includes a 
monocrystalline, polycrystalline, luicrocrystalline, 
or amorphous material of Group IV, III-v, or II-VI. 
The Group IV material includes Si, Ge, C, and an 
alloy thereof, the Group Ill-v material includes AlAs, 
AlSb, GaN, Gap, GaAs, and InP, the Group Il-vi 
material includes ZnSe, ZnS, ZnTe, CdS, CdSe, and so 
on. Preferably, pin-type amorphous Si:H is used. 
Further, it is desirable that the p-layer and n-layer 
are microcrystalline . 

[0033] 

(Transparent electrode) 

The material of the transparent electrode 306 
used for the stacked photovoltaic device 300 of the 
present invention includes indium oxide, tin oxide, 
or indium-tin oxide, and the transparent electrode is 
formed by a sputtering method, vacuum deposition 
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method, chemical vapor deposition method, ion plating 
method, ion beam method, ion beam sputtering method, 
or the like. Further, it is possible to form the 
transparent electrode also by electrodeposition or 
dipping using an aqueous solution containing nitrate, 
acetate, or ammonium groups with metal ions, 

[0034] 

Also, two unit devices (first photovoltaic 
device and second photovoltaic device) in the stacked 
photovoltaic device according to the present 
invention are not exclusively adopted. The present 
invention is effective for a triple, quad, or higher- 
order multiple stacked structure and also for a 
structure where the selective reflection layers are 
interposed between the unit devices. 

[0035] 

Fig. 2 is a schematic diagram illustrative of . 

power generation of the stacked photovoltaic device 

according to the present invention. In Fig. 2, 

reference numeral 303 denotes the second photovoltaic 

device; 304, the selective reflection layer; 305, the 

first photovoltaic device; 401 ^ 4- 4- 

' ^Ul, a photocurrent ; 

402, a short-circuit current; ^^^^ 
electrically defective portions. The electrically 
defective portion 404 in the first photovoltaic 
device 305 functions as a short-circuit path of the 
current. However, in the stacked photovoltaic device 
of the present invention, the transparent electrode 
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on the electrically defective portion 404 is removed 
through passivation treatment. As a result, the 
electrically defective portion 404 is substantially 
excluded from the electric circuit composed of the 
photovoltaic devices and a load upon the power 
generation. Therefore, the conversion efficiency of 
the first photovoltaic device 305 does not drop. 
Next, a conductive film constituting the selective 
reflection layer 304 is formed around the 
electrically defective portion 4 05 in the second 
photovoltaic device 303. However, the selective 
reflection layer 304 of the present invention has a 
high, sheet resistance value, by which the short- 
circuit current 402 flowing through the electrically 
defective portion 405 is hardly spread two- 
dimensionally . Accordingly, the short-circuit 
current 402 gives rise to the electromotive force 
reduction solely in a minimum region around the 
electrically defective portion 405. Thus, the whole 
device causes substantially no reduction in 
electromotive force . 

[0036] 

In addition, even when the passivation treatment 
is not sufficiently conducted on the transparent 
electrode on the electrically defective portion in 
the first photovoltaic device, the selective 
reflection layer does not form a conduction path for 
the short-circuit current therein, so that a large- 
area closed circuit including the first photovoltaic 
device 305 is not formed. Thus, there is little 
adverse effect on the characteristics thereof. 
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[0037] 

As mentioned above, according to the stacked 
photovoltaic device of the present invention, it is 
possible to incorporate the selective reflection 
layer without causing the reduction in electromotive 
force due to the electrically defective portion and 
to realize the high-efficiency photovoltaic device. 

[0038] 

[ Embodiments 1 

Preferred examples of the present invention are 
described below in detail by referring to the 
accompanying drawings. However, the present 
invention is no way limited to the examples.. 

[0039] 
(Example) 

A stacked photovoltaic device of this example 
shown in Fig. 1 was prepared using a pin-type 
photovoltaic device whose i~layer is intrinsic 
amorphous Si:H as a first photovoltaic device, a pin- 
type photovoltaic device whose i-layer is intrinsic 
microcrystalline Si as a second photovoltaic device, 
and zinc oxide (ZnO) as a selective reflection layer. 

[0040] 

(Reflection layer) 

As a substrate 301, a stainless steel sheet 

(SUS430) subjected to the so-called No. 2D finishing 
of 45 mm square and 0.15 mm in thickness was used and 
set in a commercially available DC magnetron 
sputtering system (not shown) to be exhausted until 
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the inner pressure became lO"'' Pa or less. Thereafter, 
an argon gas was supplied into the system at 30 seem 
(here, seem represents a unit of flow rate and 1 seem 
= Icm^/min (standard conditions)) and the inner 
pressure was kept at 2 x 10"^ Pa. The substrate was 
not heated and a DC power of 120 W was applied to an 
aluminum target of 6 inches * to form an aluminiam 
thin film of a thickness of 70nm for 90 seconds. 

[0041 1 

Next, the substrate 301 with an aluminum thin 
film was set on a substrate holder 701 of a DC 
magnetron sputtering system 700 shown in Fig. 3, 
followed by evacuation down to a pressure of 10"^ Pa 
or lower. 

[0042] 

The substrate holder 701 was electrically 
insulated to thereby keep a sample in a floating 
state. Thereafter, an argon gas and an oxygen gas 
were supplied from a gas introducing means 7 02 at a 
flow rate of 30 seem and 15 seem, respectively while 
keeping the pressure at 2 x lO"^ Pa. Subsequently, 
the substrate 301 was heated by a heater 703 up to 
300°C (substrate temperature) . Then, a DC power of 
700W was applied from a DC sputtering power source 
705 to a zinc oxide (ZnO) target 704 having a 
diameter of 6 inches «I> for 22 minutes and 30 seconds 
for sputter deposition of a zinc oxide (ZnO) 
reflection increasing film having a thickness of 
about 3000 nm. Thus, a light reflection layer 302 
was formed on the substrate 301. 
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[0043] 

(Second photovoltaic device) 

Fig. 4 is a schematic view showing an example 
of a configuration of an apparatus suitable for 
forming a semiconductor layer of the stacked 
photovoltaic device of the present invention. In Fig 
4, a deposited film forming apparatus 600 is mainly 
constituted of a loading chamber 601, an n-type layer 
RF chamber 602, a microcrystalline silicon i-type 
layer chamber 603, an amorphous silicon i-type layer 
RF chamber 604, a p-type layer RF chamber 605, and an 
unload chamber 606. The chambers are isolated from 
each other by gate valves 607, 608, 609, 610, and 611 
so that material gases are not mixed with each other. 

[0044] 

The microcrystalline silicon i-type layer 
chamber 603 is constituted of a heater 612 for 
heating a substrate and a plasma CVD chamber 613. 
The RF chamber 602 has a heater 614 for n-type layer 
deposition and a deposition chamber 615 for n-type 
layer deposition; the RF chamber 604 has a heater 616 
for i-type layer deposition and a deposition chamber 
617 for i-type layer deposition; and the RF chamber 
605 has a heater 618 for p-type layer deposition and 
a deposition chamber 619 for p-type layer deposition. 
The substrate was set to a substrate holder 621 and 
moved on a rail 620 by externally driven rollers. In 
the plasma CVD chamber" 613 is deposited a 
microcrystalline film. VHF plasma CVD method is used 
for the. deposition of the microcrystalline film. 
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f 0045 J 

Each of the semiconductor layers was formed 
under the conditions in table 1 using this type of 
deposited film forming apparatus. 
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[0046] 
[Table 1 ] 



Film 
thickness 
(nm) 


0 

T— 1 


0 
00 


Ln 




.2000 


LO 


Substrate 
temperature 
(^C) 


LT) 
CNJ 
CNI 


0 
t — \ 

CNI 


10 

rH 


LD 
CNJ 
CNJ 


0 

LD 
CNJ 


LO 
V£> 
r-H 


Pressure 
(pa) 


0 
00 
t— 1 


0 

LT) 

1—1 


CNI 


0 
00 




CNJ 


Power 
density 
(W/cm^) 


VHF 










CNJ 




PC 


0 
0 


0 
0 


CNJ 
rH 


0 
0 




CNI 
T-H 


m formation gas (seem) 


S 

-P 

CQ ^ 






r— f 








PH3 

(2%H 
dilution) 


in 
0 






ID 
0 






eg 

a:: 


00 


CO 


cn 


CO 


0 

in 


LO 

ro 


Fil 


a: 

•H 


CNJ 


CNJ 


0.025 




CM 


LO 
CNJ 








H 


rH 


CNJ 

:z: - 


:^ 

rH 


rsj 




First 
photovoltaic 
device 


becond 
photovoltaic 
device 
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[00471 

First, the second photovoltaic device was 
formed on the substrate 301 by the following 
procedure in accordance with Table 1. The substrate 
301 was set to the substrate holder 621, which was 
set on the rail 620 of the loading chamber 601* Then, 
the inside of the loading chamber 601 was exhausted 
to a vacuum of several hundreds of mPa or lower, 

[0048] 

Next, the gate valve 607 was opened and the 
substrate holder 621 was moved to the n-type layer 
deposition chamber 615 of the chamber 602. In a 
state that the gate valves 607, 608, 609, 610, and 
611 were closed, an n-type layer was deposited in the 
predetermined film thickness using the predetermined 
material gases. Then, after sufficiently exhausting 
the chamber 602, the gate valve 608 was opened, the 
substrate holder 621 was moved to the deposition 
chamber 603, and the gate valve 608 was closed. 

[0049] 

The substrate was heated to the predetermined 
substrate temperature by the heater 612, the 
predetermined material gases were introduced at the 
predetermined flow rates, the predetermined VHF 
energy was introduced into the deposition chamber 613 
at a predetermined vacuum degree to generate a plasma, 
thereby depositing a microcrystalline silicon i-type 
layer on the substrate in the predetermined thickness . 
After the chamber 603 was sufficiently exhausted, the 
gate valves 609 and 610 were opened and the substrate 
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holder 621 was moved from the chamber 603 to the 
chamber 605. 

[0050] 

After the substrate holder 621 was moved to the 
p-type layer deposition chamber 619 of the chamber 
605, the substrate was heated to the predetermined 
temperature with the heater 618. The material gases 
for p-type layer deposition were supplied to the 
deposition chamber 619 at the predetermined flow 
rates and RF energy was introduced into the 
deposition chamber 619 while keeping a predetermined 
vacuum degree to deposit a p-type layer in the 
predetermined thickness. 

[0051 ] 

After the deposition chamber 619 was 
sufficiently exhausted following the above described 
procedure, the gate valve 611 was opened and the 
substrate holder 621 with the substrate 301 having 
the semiconductor layers deposited thereon was moved 
to the unload chamber 606. 

[0052] 

Next, after all the gate valves were closed, 
nitrogen gas was introduced into the unload chamber 
606 in a sealed state to lower the substrate 
temperature. Thereafter, a take-out valve of the 
unload chamber 60 6 was opened and the substrate 
holder 621 was taken out. 
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[0053] 



(Selective reflection layer) 

Next, the half-completed substrate 301 (up to 
the formation of the second photovoltaic device) was 
detached from the substrate holder 621 and set on the 
substrate holder 701 of the DC magnetron sputtering 
system 700 shown in Fig. 3 for forming the selective 
reflection layer, followed by the evacuation down to 
the pressure of 10"^ Pa or lower. The substrate 
holder 701 was electrically insulated to thereby keep 
the photovoltaic device as a sample in a floating 
state. Thereafter, an argon gas and an oxygen gas 
were supplied from the gas introducing means 702 at a 
flow rate of 30 seem and 0.2 to 30 seem, respectively, 
with reference to Table 2 while keeping the pressure 
at 2 X 10"^ Pa. Subsequently, the substrate 301 was 
heated by the heater 703 up to 150^C (substrate 
temperature) . Then, a DC power of 650W was applied 
from the DC sputtering power source 705 to the zinc 
oxide (ZnO) target 704 having a diameter of 6 inches 
^ for sputter deposition of a zinc oxide (ZnO) 
selective reflection layer having a film thickness of 
about 800 nm. Upon sputtering, sputtering time was 
controlled to obtain uniform film thickness among the 
samples. In this case, at the same time, a stainless 
steel (SUS 430) substrate and a quartz substrate 
measuring 45 mm x 45 ram were set on the substrate 
holder 701. A similar zinc oxide (ZnO) film was 
formed thereon through the deposition to prepare a 
sample for the electric characteristic measurement. 
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[0054] 
[Table 2] 



Table 2 





Oxygen flow rate 
(seem) 


A 


0.2 


B 


0.4 


C 


0.7 


D 


1.0 


E 


2.0 


F 


4.0 


G 


7.0 


H 


11 . 0 


I 


16.0 


J 


30.0 



[0055] 

(First photovoltaic device) 

Next, a pin-type amorphous Si:H photovoltaic 
device as the first photovoltaic device was prepared 
on the substrate 301 on which the selective 
reflection layer had been formed, under the 
conditions listed in Table 1 by using the deposited 
film forming apparatus 600 of Fig. 4 again. The 
procedure is as follows. 

[0056] 

That is, as in the above case, the n-type layer 
was formed through the deposition with a given 
thickness under the given conditions. The chamber 
602 was well evacuated, after which the gate valves 
608 and 609 were opened to transfer the substrate 
holder 621 to the deposition chamber 604 and then the 
gate valves 608 and 609 were closed. 



- 26 - 



[0057] 

The- substrate 301 was heated to a given 
substrate temperature by the heater 616. A given 
material gas was introduced at a required amount to 
attain a given degree of vacuum and apply given RF 
energy to the deposition chamber 617 to thereby 
generate plasma. The amorphous Si:H i-type layer was 
formed through the deposition on the substrate with a 
given thickness with reference to Table 1 while 
adjusting a film formation time. The chamber 604 was 
well evacuated and the gate valve 610 was opened to 
transfer the substrate holder 621 from the chamber 
604 to the chamber 605. 

[0058] 

Similar to the above, the p-type layer was 
formed thorough the deposition with a given thickness 
under the given conditions. 

r0059] 

In the same way as in the above case, the 
deposition chamber 619 was well evacuated. After 
that, the gate valve 611 was opened to transfer the 
substrate holder 621 to the unload chamber 606. On 
the substrate holder 621, the substrate 301 having 
the semiconductor layer formed thereon through the 
deposition had been set. As in the above case, the 
substrate holder 621 was taken out of the unload 
chamber 606. 
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[00601 

(Transparent electrode) 

Then, the substrate 301 was attached to the 
surface of the anode of the DC magnetron sputtering 
system (not shown) , the peripheral portion of the 
substrate was shielded with a stainless steel mask, 
and a target constituted of 10 wt% of tin oxide and 
90 wt% of indium oxide was used to effect sputtering 
of indium-tin oxide as the transparent electrode in a 
central region of 40 mm square of the substrate, 

[0061 ] 

The deposition conditions were the substrate 
temperature of 170°C, the flow rate of argon as an 
inert gas of 50 seem, the flow rate of oxygen gas of 
0*5 seem, the pressure inside the deposition chamber 
of 300 mPa, the input electric power per unit area of 
the target of 0.2 W/em^. The deposition was carried 
out such that the deposited film thickness became 70 
nm for about 100 seconds. The film thickness was 
adjusted to a predetermined value by previously 
checking the relation between a deposited film 
thickness and a deposition time under the same 
conditions as described above and depositing the film 
based on the relation. 

[0062] 

(Passivation) 

After that, the substrate 301 was put in a tank 
of an electrolyte of an AICI3 aqueous solution (not 
shown) for shunt passivation. With the substrate 301 
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side set as a negative electrode and an opposing 
electrode set as a positive electrode, a positive 
voltage of 3.5 V was intermittently applied six times 
for 1 second each for electrolyzation . The 
conditions therefor were as follows. An AICI3 aqueous 
solution had an electric conductivity of 68 mS/cm 

(25°C) and the opposing electrode area was comparable 
to a sample area. After that, the sample was taken 
out of the electrolyte tank. The electrolyte 
solution left on the sample surface was sufficiently 
washed out with pure water, followed by drying the 
sample with a hot-air oven at 150°C for 30 minutes. 

[00631 

(Comparative Example) 

In this comparative example, a stacked 
photovoltaic device was produced with exactly the 
same structure and procedure as in the above example 
except for omitting the selective reflection layer 
between the first photovoltaic device and the second 
photovoltaic device . 

r0064] 

Fig. 7 is a diagram schematically showing a 
cross-sectional structure of the stacked photovoltaic 
device having the same structure as in the stacked 
photovoltaic device according to the present 
invention except for omitting the selective 
reflection layer. In Fig. 7, a stacked photovoltaic 
device 500 is formed by stacking on a conductive 
substrate 501 made of metal etc., a light reflection 
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layer 502, a second photovoltaic device 503, a first 
photovoltaic device 505, and a- transparent electrode 
506 in the stated order. 

r0065J 
(Reference Example) 

As a reference example, a stacked photovoltaic 

device was produced with all the same structure and 
procedure as in the above example except for 
depositing zinc oxide (ZnO) into a film having a 
thickness of about 800 nm as the selective reflection 
layer between the first photovoltaic device and the 
second photovoltaic device in the following manner. 
That is, the commercially available DC magnetron 
sputtering system (not shown) used for forming the 
aluminum thin film for the light reflection layer 302 
in the above example was adopted. The target was 
changed to a zinc oxide (ZnO) target. Then, an argon 
gas and an oxygen gas were supplied at a flow rate of 
30 seem and 13 seem, respectively, the pressure was 
set at 2 X 10"^ Pa, the substrate temperature was set 
at 150°C, and a DC power of 500W was applied for 8 
minutes . 

[0066] 

In this ease, at the same time, a stainless 
steel (SUS 430) substrate and a quartz substrate 
measuring 45 mm x 45 mm were set on a substrate 
holder (not shown) as in the example. A similar zinc 
oxide (ZnO) film was formed thereon through the 
deposition to prepare a sample for the electric 
characteristic measurement. 
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[0067] ■ 

(Measurement) 

First, the electric characteristics of the zinc 
oxide (ZnO) film constituting the selective 
reflection layer were measured. The zinc oxide (ZnO) 
film used in the present invention exhibits a 
comparatively high sheet resistance value. Even with 
the sample exhibiting the small value, the resistance 
value on the order of kQ can be measured. Therefore, 
a four-terminal probe sheet resistance measuring 
device generally adopted for the sheet resistance 
measurement was not used; instead, the resistance 
value was determined from volt-ampere characteristic 
while providing gap electrodes to the sample. First, 
the gap electrodes were formed to the sample on the 
quartz substrate at an interval of 250 pm with a 
channel width of 5 cm by depositing Cr into a film 
with a thickness of 2 vm through vacuum deposition. 
The volt-ampere characteristic were measured using 
"4140B pA Meter/Dc Voltage Source" (source 
measurement unit) (available from Hewlett Packard Co., 
Ltd.) while applying a voltage between the gap 
electrodes to measure a current value. From the 
measurements, a sheet resistance R (Q/D) was obtained 
and a conductivity o,, (Q"^ cm"^) in an in-plane 
direction of the film was calculated from the 
obtained sheet resistance. Fig. 5 is a graph 
representative of a relationship between the sheet 
resistance R and the conductivity Q, and an oxygen 
flow rate. 
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[0068] 



Next/for measuring a conductivity o, (o- c.-, 
in the filH, thickness direction . • ^ ^" > 

^-i-rectxon, a cxrcular eleri-r-r.H^ 
with a surface- area of 0 268 cxn^ electrode 

^'^68 cm was formed on the 

sample on the stainless steel (SUS 430) substrate by 
depositing Cr into a film with a thickness of 2 pm 
through vacuum deposition as in the above case. A 
constant current of 1 to 100 mA was caused to flow 
between the stainless steel substrate of the sample 
and the circular electrode thereon from a DC power 
source "R6145" (available from ADVANTEST CORPORATION) 
and the voltage between the two electrodes was 
measured by DMM -34401A digital multimeter" 
(available from Hewlett Packard Co., Ltd.). Further, 
an additional DMM "34401A digital multimeter" 
(available from Hewlett Packard Co., Ltd.) was used 
to monitor the current for obtaining an accurate 
current value as well. The conductivity a, (Q- cm^) 
in the film thickness direction was calculated based 
on the volt-ampere characteristic thus obtained, m 
the graph of Fig. 5, a relationship between the 
conductivity a, (Q- cm-) ,in the film thickness 
direction and the oxygen flow rate is shown together 
with the aforementioned relationship. 
[0069] 

Concurrently, the conductivity in the in- 
Plane direction and the conductivity in the film 
thickness direction of the zinc oxide (ZnO) thin film 
sample for the selective reflection layer formed in 
the reference example were measured. As a result, o,y 
= 2.55 X 10- (Q-i cm-) and = 2.48 x iq- cm-). 
As apparent from the results, there was almost no 
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le 



difference between the conductivity in the in-plan< 
direction and the conductivity in the film thickness 
direction. 

f 0070] 

Next, the stacked photovoltaic devices prepared 
in the example and the comparative example were each 
measured for the volt-ampere characteristic using a 
solar simulator "YSS-150" (available from Yamashita 
Denso Corporation) in a state of being irradiated 
with simulated sunlight of a spectrum of AM 1.5 and a 
light intensity of 100 mW/cm^. Based on the measured 
volt-ampere characteristic, a short-circuit current 
density (Jsc (mA/cm^) ) , an open-circuit voltage (Voc 
(V)), a fill factor (FF), and a conversion efficiency 
(n (%) ) were obtained. 

f 0071 J 

Table .3 shows those characteristic values in a 
manner of organizing the values on a sample basis in 
a ratio of the sample of the example to the sample of 
the comparative example, which has no selective 
reflection layer (example/comparative example) . In 
Table 3, the sheet resistance (Q/D) of the selective 
reflection layer is shown together with the sample 
name in the column of "SampleName" . Fig. 6 is a 
graph showing a relationship between the sheet 
resistance and a ratio of the conversion efficiency n 
to that of the comparative example. 
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Lon 

no 



[0072] 

When the sheet resistance of the selective 
reflection layer is below 100 kQ/D, a shunt current 
of the cell increases, resulting in large reducti. 
in FF. Thus, the reduction cancels out a current 
increment achieved by incorporating the selective 
reflection layer. As a result, the conversic 
efficiency is lower than that of the device with 
selective reflection layer instead of exceeding this. 

[0073] 

When the sheet resistance is higher than 100 
kQ/D, the current increment due to the selective 
reflection layer takes effect, thereby enhancing the 
conversion efficiency. In the case where the sheet 
resistance reaches 5 MQ/D to 50 MQ/D, the shunt 
current does not give influence thereon at all, 
making it possible to considerably increase the 
conversion efficiency. The satisfactory 
characteristics can be achieved with the sheet 
resistance increased up to about 100 MQ/D. However, 
with the sheet resistance increased to about 200 MQ/D, 
a power loss is large owing to a series resistance of 
the selective reflection layer. As a result, the 
conversion efficiency is lower than that in the case 
of not incorporating the selective reflection layer. 

[0074] 

The graph of Fig. 6 reveals that Samples D to I 
according to the present invention are free of 
.reduction in FF and Voc, so that an increase in Jsc 
due to the selective reflection layer leads to a high 
conversion efficiency, which is originally aimed at. 
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[0075] 

Also, the sample of the reference example, in 
which the conductivity in the in-plane direction 
equals the conductivity in the film thickness 
direction of the selective reflection layer, involves 
reduction in FF as may result from the series 
resistance and fails to obtain a high conversion 
efficiency, as compared with Sample H according to 
the present invention with almost the same sheet 
resistance value as that of the sample concerned. 

f 0076 J 
[Table 3] 



Table 3 



Sample name (Q/D) 


Jsc 


FF 


Voc 


Ef f . 


Comparative 

Example 


1 . 000 


1 . 000 


1.000 


1.000 


A(1.81 X 10^) 


1 .048 


0. 640 


0.929 


0. 624 


B(5.20 X lO"") 


1. 055 


0.808 


0.957 


0.816 


C(9.85 X 10") 


1 .058 


0.962 


0.986 


1 . 003 


D(3.06 X 10^) 


1.055 


0.983 


0.990 


1.027 


E(9.09 X 10^) 


1 . 057 


0.983 


0.989 


1.028 


F(5.01 X 10") 


1.054 


0.997 


0.992 


1.043 


G(1.78 X 10') 


1.059 


0.994 


0.994 


1.047 


H(5.16 X 10') 


1.058 


0.996 


0.989 


1.043 


1(1.08 X 10") 


1.054 


0. 982 


. 0.991 


1 .026 


J(2.24 X 10") 


1 . 055 


0.899 


0.979 


0.997 


Reference Example 
(4.90 X 10'') 


1.056 


0.913 


0.986 


0 . 950 
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[0077] 

[Effect of the Invention] 

According to the present invention as described 
above, there is provided a staclced photovoltaic device 
in which a selective reflection layer can be introduced 
without bringing reduction of en electromotive force 
due to the electrically defective portion, a large 
photocurrent is obtained by absorbing light nonwastef ully 
over the total wavelength region of the incident light, 
and high conversion efficiency can be realized. 
[Brief Description of the Drawings] 

[Figure 1 ] 

Fig. 1 is a diagram schematically showing a 
cross-sectional structure of a stacked photovoltaic 
device according to an embodiment of the present 
invention; 

[Figure 2] 

Fig. 2 is a schematic diagram illustrative of 
power generation of the stacked photovoltaic device 
according to the present invention; 



[Figure 3] 

Fig. 3 is a schematic diagram showing an 
example of an apparatus suitable for forming a 
reflection layer and a selective reflection layer of 
the stacked photovoltaic device according to the 
present invention; 
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[Figure 4] 

Fig. 4 is. a schematic diagram showing an 
example of an apparatus suitable for forming a 
semiconductor layer of the stacked photovoltaic 
device according to the present invention; 

[Figure 5] 

Fig. 5 is a graph representative of a 
relationship among a sheet resistance R (Q/D) of a 
selective reflection layer, a conductivity 
o// (Q"^ cm^^) in an in-plane direction of a film 
thereof, a conductivity (Q"^ cm"^) in a thickness 
direction of a film thereof, and an oxygen flow rate; 

[Figure 6] 

Fig. 6 is a graph representative of a sheet 
resistance R (Q/D) of a selective reflection layer 
and a ratio of a conversion efficiency to a 
conversion efficiency of a comparative example; 

[Figure 7] 

Fig. 7 is a diagram schematically showing a 
sectional structure of a stacked photovoltaic device 
having the same structure as the stacked photovoltaic 
device according the present invention except for 
omitting the selective reflection layer; 

[Figure 8] 

Fig. 8 is a schematic diagram showing a process 
of shunt passivation of a conventional stacked 
photovoltaic device having a selective reflection 
layer; and 
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[Figure 9] 



Fig. 9 is a schematic diagram illustrative of 
power generation of the conventional stacked 
photovoltaic device having the selective reflection 
layer. 



[Description of Reference Numerals or Symbols] 

300: stacked photovoltaic device 

301: substrate 

302: reflection layer 

303: second photovoltaic device 

304: selective reflection layer 

305: first photovoltaic device 

306: transparent electrode 

401 : photocurrent 

402: short cut current 

403: junction surface 

404, 405: electrically defective portion 
600: deposition film forming apparatus 
601 : load chamber 
602: n-layer chamber 

603: microcrystalline i-layer chamber 
604: amorphous i-layer chamber 
605: p-layer chamber 
606: unload chamber 

607, 608, 609, 610, 611: gate valve 

612: heater for heating microcrystalline i-layer substrate 
613: microcrystalline i-layer plasmA CVD chamber 
614: heater for heating n-layer substrate 
615: n-layer plasma CVD chamber 

616: heater for heating amorphous i-layer substrate 
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617: i-layer plasma CVD chamber 

618: heater for heating p-layer substrate 

619: p-layer plasma CVD chamber 

620: holder conveying rail 

621 : substrate holder 

700: DC magnetron sputter apparatus 

701 : substrate holder 

702: gas feeding means 

703: heater 

704: target 

705: DC sputter power source 
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[Name of the Document] Abstract 

[Abstract] 

[Problem] 

Tlie present invention provides a staclced ptiotovoltaic 
device wliicli can obtain a large photocurrent without 
bringing reduction of an electromotive force, and 
has a large conversion efficiency. 
[Means for Solving the Problem] 

A stacked photovoltaic device 300 comprising: 
at least one pair of a first photovoltaic device 305 
and a second photovoltaic device 303 staclced in 
order from a light incident side; and a selective 
reflection layer 304 formed between the at least one 
pair of the first photovoltaic device 305 and the second 
photovoltaic device 303 and adopted to electrically 
connect therebetween, wherein the selective reflection 
layer 304 has a sheet resistance of ^^qO kQ/D 
or more and 100 MQ/D or less^. 
[Elected Drawing, ] 

Figure 1 
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